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Glutaric anhydride (10.5 g, 92.0 mmol, 2.0 equiv) was added to a solution of crude carbamate (from ~46 mmol scale reaction) in pyridine (150 ml). The solution was then heated at ~80 o C overnight. After cooling the pyridine was removed under vacuum, the residue was dissolved in EtOAc (150 ml) then washed with water (2 x 200 ml). The organic layer was dried over magnesium sulphate and concentrated under vacuum. The resulting solid was washed with Et 2 O to give the acid 8 (8.10 g, 55% over two steps). This material was used without further purification. 
Compound 1: 4-(6-{4-[6-(1,3-Dioxo-8-trifluoromethyl-2,3-dihydro-1H-pyrido[3,4-b]quinoxalin-5-yl)-hexyloxycarbonyl]-butyrylamino}-pyridin-2-ylcarbamoyl)-butyric acid 2-(2-{5-[2-(2-methoxy-ethoxy)-ethoxy]-naphthalen-1-yloxy}-ethoxy)-ethyl ester
EDCI (232 mg, 1.21 mmol, 2.5 equiv.) was added to a solution of flavin 12 (185 mg, 0.48 mmol), acid 11 (317 mg, 0.48 mmol, 1.0 equiv.) and DMAP (6 mg, 0.05 mmol, 0.1 equiv.) in CH 2 Cl 2 (6 ml). The resulting solution was stirred at r.t. for 24 h, diluted with CH 2 Cl 2 (30 ml) then washed with water (2 x 50 ml). The organic layer was dried over magnesium sulphate and concentrated under vacuum. The residue was purified by column chromatography on silica eluting with EtOAc. The product was further purified by recrystallisation from EtOAc to give the ester as a yellow solid (73 mg, 15% A mixture of 4-chloro-3-nitro-benzotrifluoride (8.00 g, 35.46 mmol), 6-aminocaproic acid (6.97 g, 53.20 mmol) and triethylamine (5.30 mL, 38.02 mmol) was heated at reflux for 4 days in tetrahydrofuran (300 mL). After cooling down and evaporation of the solution to dryness, the resulting mixture was purified by column chromatography (silica gel, dichloromethane then acetone), to afford 14 as a bright yellow solid (1.54 g, 20% A suspension of palladium (0.39 g, 5% wt.% on activated carbon) in methanol (20 mL) was added drop wise to a stirred cold solution of 14 (0.60 g, 1.870 mmol) in methanol (100 mL) under an inert atmosphere in order to perform a hydrogenolysis reaction. Ammonium formate (0.47 g, 7.48 mmol) was added to the reaction mixture and it was allowed to stir for 2 h at room temperature. The catalyst was removed by gravity filtration and the solvent was evaporated to yield the crude material which was dissolved in dichloromethane (100 mL) and washed with water (150 mL). The organic phase was dried over magnesium sulphate, filtered and evaporation of the solvent gave the product 15 as a pale violet solid (0. 59 mmol) as catalysts. The reaction was stirred at room temperature for 48 h. The solvent was removed under vacuum and the residue was partitioned between dichloromethane (100 mL) and water (100 mL). The organic phase was dried with magnesium sulphate, filtered and concentrated under reduced pressure. Silica gel column chromatography using light petroleum and acetone (7:3 v/v) as eluent afforded 2 as a bright red viscous oil (0.17 g, 23% The synthesis of compounds 3 1 , 5 2 , 7 3 , 12 4 , 17 5 have been reported previously. 
Fluorescence Spectroscopy
Fluorescence spectra were recorded on a Shimadzu RF-5301PC spectrometer.
All fluorescence experiments were run at ~4.4x10 -5 M in chloroform except 3 which was run at ~4.4x10 -6 M. Excitation wavelength = 437 nm for all samples.
(c) Electrochemistry
Cyclic voltammetry experiments were performed using a CH Instruments 440A electrochemical workstation. The electrolyte solution (0.1 M) was prepared from recrystallised Bu 4 NPF 6 and dry CH 2 Cl 2 . A three electrode configuration was used with a platinum disc working electrode, a platinum wire counter electrode and a silver/ silver chloride reference electrode. The solution was purged with nitrogen prior to recording the electrochemical data, and all measurements were recorded under a nitrogen atmosphere.
(d) Modelling
Structure 1 was minimized using the MMFF forcefield as implemented by Macromodel 7.0, with preliminary annealing using molecular dynamics (300K). 
